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Crystal Data and Structure Refinement Tables  (3) - C NMR spectra were recorded directly with a Jeol Lambda 500 MHz, Jeol ECS-400
MHz or Bruker Avance 300 MHz. HRMS data were provided by the EPSRC National Mass Spectrometry Service (University of Swansea). X-ray diffraction data were obtained on an
Oxford Diffraction Gemini and, using synchrotron radiation, on a Crystal Logics diffractometer fitted with a Rigaku Saturn detector. IR spectra were obtained as neat samples using a Varian 800 FT-IR Scimitar Series spectrometer scanning from 4000-600 cm -1 .THF and Et2O were distilled from sodium/benzophenone and used directly. DCM was distilled from calcium hydride and used directly. 147.5, 143.9, 128.5, 128.1, 125.6, 122.2, 118.3, 116.8, 115.6, 114.6, 106.1. IR(neat) : υmax/cm -1 3143, 1753 , 1591 , 1491 , 1471 , 1312 , 1210 , 1135 , 1040 3418, 3101, 3041, 1686 , 1492 , 1464 , 1402 , 1328 , 1287 , 1232 , 1176 , 1097 , 1036 2, 150.7, 135.1, 132.4, 129.1, 125.8, 122.2, 120.4, 119.6, 119.5, 115.9 . IR(neat): υmax/cm -1 2960, 2926, 2886, 1609, 1545, 1500, 1436, 1311, 1261, 1234, 1173, 1116, 1068, 1034, 941, 740, 662 0, 149.8, 136.3, 135.3, 132.3, 126.7, 125.9, 120.5, 119.9, 115.5, 14.9 
Step 1: 4-methylbenzaldehyde (1.60 ml, 1.73 g, 13.6 mmol) was added to pyrrole (24.0 mL, 346 mmol) and the mixture was stirred at room temperature for 25 min. BF3.Et2O (0.140 g, 1.40 mmol) was added to the mixture and stirred for 30 min. The solvent was removed under reduced pressure and the resulting material was partitioned between CH2Cl2 (50 mL) and NaOH (200 mL). The organic extract was dried (MgSO4) and the solvent was removed under reduced pressure. The brown oil crude product was purified by column chromatography (petrol:ethyl acetate:Et3N 9:1:0.1) to give 5-(4-methylphenyl)dipyrromethane as a tan solid (2.2 g, 69%).
Mp: 108-110 ᵒC (lit. [S1] 110-111 ᵒC). Rf = 0.23 (petrol/ethyl acetate/Et3N 9:1:0. Step 2: 5-(4-methylphenyl)dipyrromethane (1.00 g, 4.24 mmol) was dissolved in dry THF (100 mL) and cooled to -78 ᵒC. N-Bromosuccinimide (1.52 g, 8.54 mmol) was added to the mixture in two portions over 1 h. DDQ (0.98 g, 4.3 mmol) in THF (10 mL) was added to the mixture dropwise over 10 min. The reaction mixture was warmed to room temperature and S6 the solvent was removed under reduced pressure. The orange crude product was purified by column chromatography (CH2Cl2) to give (E)-2-((5-bromo-1H-pyrrol-2-yl)(5-bromo-2H-pyrrol-2-ylidene)methyl)pyridine as an light brown solid (1.33 g, 80% Step 3: N,N-Diisopropylethylamine (2.14 g, 16.57 mmol) and BF3.Et2O (3.14 g, 22.1 mmol)
were added to a solution of 1,9-dibromo-5-(4-methylphenyl)dipyrromethene 2 (1.08 g, 2.76 mmol) in dry CH2Cl2 (20 mL) and the mixture was stirred at room temperature for 2 h. The mixture was then washed with 0.1 M NaOH (50 mL) and water (100 mL). The aqueous layer was extracted with dichloromethane (2 × 150 mL). The combined organic layers were dried (MgSO4) and the solvent was removed under pressure. The orange crude product was purified by column chromatography (CH2Cl2:Petrol 1:1) to give (5a) -3,7-dibromo-5,5- Step 1: Pyridine-2-carboxaldehyde (4.28 g, 40.0 mmol) was added to pyrrole (53.6 g, 800 mmol) and the mixture was stirred at room temperature for 24 h. The excess pyrrole was S8 removed by distillation (60 ᵒC) to give the crude product as a crimson oil. The product was purified by column chromatography (petroleum ether:ethyl acetate 7:3) to give 2-(di(1H-pyrrol-2-yl)methyl)pyridine as a sand-coloured solid (5.56 g, 62%).
Mp: 117-119 ᵒC (lit, [S3] Step 2: 2-(Di(1H-pyrrol-2-yl)methyl)pyridine (0.50 g, 2.2 mmol) was dissolved in dry THF (35 mL) and cooled to -78 ᵒC. N-Bromosuccinimide (0.79 g, 4.5 mmol) was added to the mixture in two portions over 1 h. The reaction mixture was warmed to room temperature and the solvent was removed under reduced pressure. The brown crude product was purified by column chromatography (CH2Cl2) to give 2-(bis(5-bromo-1H-pyrrol-2-yl)methyl)pyridine as a yellow solid (0.60 g, 76%).
Mp: 117-120 ᵒC. Rf = 0.87 (CH2Cl2 Step 3: 2-(Bis(5-bromo-1H-pyrrol-2-yl)methyl)pyridine (1.00 g, 2.62 mmol) was dissolved in dry toluene (20 mL) followed by the addition of a solution of DDQ (0.60 g, 2.62 mmol) in dry toluene (20 mL). The mixture was stirred at room temperature for 1h.
Diisopropylethylamine (2.35 g, 18.2 mmol) and BF3.Et2O (2.35 g, 18.2 mmol) were added, and the mixture was stirred for an additional 1h. The reaction mixture was washed with 0.1 M NaOH (2 × 100 mL) and the aqueous layer was extracted with toluene (2 × 60 mL). The combined organic extracts were dried (MgSO4) and the solvent was removed under reduced pressure to give the crude product as a purple solid. The product was purified by column chromatography (petrol:ethyl acetate 2:3) to give 3,7-dibromo-5,5-difluoro-10-(pyridin-2-yl)- 6, 156.0, 153.5, 145.0, 136.3, 131.9, 131.5, 130.6, 129.5, 128.6, 126.2, 124.3, 122.8, 122.0, 120.3, 111.1, 55.8 3625, 2839, 2364, 2338, 2163, 1988, 1553, 1469, 1248, 1137, 1072, 754 . HRMS-ES Calcd. 3, 152.8, 150.5, 150.4, 136.6, 135.3, 134.4, 132.4, 130.2, 126.4, 125.9, 124.5, 120.5, 119.8, 119.6, 116.8 
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Intensity ( To be able to calculate Boltzmann weighted ECD spectra, for samples (P)-1(a-d) conformer libraries were generated using different search engines and force fields. Subsequently, DFT geometry optimizations and frequency calculations were initiated at the cam-B3LYP/ 6-311++G(3df,2pd) and M06-2X levels. Corrections for solvent effects were introducing using the IEFPCM Self-Consistent Reaction Field model, S4 using dielectric constants of ε = 4.711 and ε = 1.882 for chloroform and n-hexane, respectively. A blue shift of 15 nm was used throughout to correct for the fact that TD-DFT calculations typically underestimate the transition energies involved. S5 The choice of the cam-B3LYP and M06-2X functionals, was based on earlier results obtained for Brevianamide B.
S6 All DFT calculations were performed using Gaussian09.
S7
The Boltzmann weighted spectra for (P)-1(a-d) are given in Figure 4 of the Manuscript, and, for completeness, are repeated below ( Figure S13 ). Figure S13. Boltzmann weighted ECD spectra for the P-isomers of 1(a-d). All calculations were performed at the cam-B3LYP/6-311++G(3df,2pd) level. Corrections for solvent effects were introduced using standard SCRF approaches.
Inspection of the calculated data shows that the calculated ECD spectra for 1(a-d) are very similar and thus are largely determined by the core fluorophore.
Calculated ECD spectra for the P-isomers of 1a obtained using the cam-B3LYP and M06-2X functionals are shown in Figure S2 . The results obtained for 1a, and similar results obtained for 1b-d suggest that for the species studied, the choice of the DFT functional hardly influences the outcome of the calculations ( Figure S14 ). Figure S14 . Calculated ECD spectra for the P-isomer of 1a showing that the choice of functional (cam-B3LYP solid, M06-2X dotted) have little effect on the calculated ECD spectra.
Cam-B3LYP/6-311++G(3df,2pd) based ECD spectra for two different conformations of the P-isomer of 1d are shown in Figure S15 . The results obtained suggest that for the species studied, the relative orientation of the 2-pyridyl substituent hardly influences the outcome of the calculations, and thus hardly affects the Boltzmann weighted spectra. Figure S15 . Calculated ECD spectra for the P-isomer of 1d showing that the conformational changes have little effect on the calculated ECD spectra. Reflections for cell refinement 2533 (θ range 3.9 to 29.7°) Data collection method Rigaku Saturn 724+ on kappa diffractometer wide-frame ω scans θ range for data collection 3.9 to 25.6° Index ranges h 0 to 18, k −6 to 0, l −13 to 13 Completeness to θ = 24. 
